The reaction of 1,2,4-triazines with alkyl nitronate anions has shown considerable synthetic utility, and allows a highly efficient entry into oximes of alkyl (1,2,4-triazyn-5-yl) ketones. 1 The latter may serve as common intermediates in the construction of pyrazolo [4,3-e][1,2,4]triazines, 2 2-acylpyridines and 3-acyl-5,6,7,8-tetrahydroisoquinolines, valuable precursors for the synthesis of sempervirine, and its analogues, 3 possessing interesting pharmacological activity. In view of the wide application of the 1,2,4-triazine oximes in organic synthesis, unequivocal assignments of their stereochemistry became indispensable. The configuration of alkyl-1,2,4-triazin-5-yl ketooximes was determined previously by means of 1 H-NMR, 13 C-NMR, and homonuclear NOE-difference spectroscopy. 4 Oximes resulting from reaction of 1,2,4-triazines with nitronate anions were found to be either pure E-isomers or E/Z-mixture with the amount of E-isomer greatly predominating. Here, we have extended this study to a single-crystal X-ray diffraction structure of 1-(3-methylsulfanyl)-1,2,4-triazin-5-yl)ethanone Oacryloyl oxime, simply obtained by the reaction of 3-bromopropanoyl chloride with oxime of 5-acetyl-3-methylsulfanyl-1,2,4-triazine in the presence of triethylamine. Attempts to obtain mono crystals of the oximes of alkyl (1,2,4-triazyn-5-yl)ketones suitable for X-ray analysis, failed.
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5-Acetyl-3-methylsulfanyl-1,2,4-triazine was prepared as a reference. 4 (E)-1-(3-Methylsulfanyl)-1,2,4-triazin-5-yl)-ethanone O-acryloyl oxime was synthesized according to the following procedure: to a solution of oxime of 5-acyl-3-methylsulfanyl-1,2,4-triazine (1.5 mmol) and triethylamine (4.5 mmol) in dry CH2Cl2 (5 mL) at -40˚C was added the acid chloride (1.5 mmol) in CH2Cl2 (2 mL), dropwise. The reaction mixture was allowed to warm to room temperature and stirred for 12 h. It was then washed with water (2 × 10 mL), saturated aqueous sodium bicarbonate (3 × 10 mL), brine (1 × 10 mL) and dried over MgSO4. Removal of the solvent yielded a crude product, which was then purified by column chromatography on silica gel using CH2Cl2/hexane mixture (2:1) as an eluent. Yield, 81%; m.p., 99 -100˚C. 1 Yellowish prism crystals suitable for X-ray diffraction analysis were grown by the slow evaporation of an ethanol solution. X-ray data were collected by graphite-monochromatized Mo Kα radiation at 293 K, ω scans. The structure was solved by direct methods and refined by a full-matrix least-squares method with anisotropic temperature factors for non-H atoms. All hydrogen atoms were fixed geometrically and treated as riding on their parent C atoms, with C-H = 0.93 or 0.96 Å and with Uiso = 1.5Ueq(C). Details of the crystal data and a structure refinement and selected geometrical parameters are given in Tables 1, 2 Additionally, the triazine rings belonging to inversion-related molecules partially overlap each other with a centroid-tocentroid separation of 3.6815(7)Å and a π·π distance of 3.340 Å, comparable to a van der Waals distance about 3.4 Å for the overlapping π aromatic systems. Table 3 Selected bond distances (Å), angles (˚), and torsion angles (˚) Fig. 2 ORTEP III drawing of the title compound with atom labeling. The thermal ellipsoids are drawn at the 50% probability level.
